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Procedure for the three-phase test of the C-H alkenylation of indoles
To a mixture of resin-bound indole-2-carboxylate (250 mg), methyl acrylate (2 mmol), Cu(OAc)2 (1.8 equiv), and DMF/DMSO, 9:1, v/v (10 mL), 3 mg of RuNC was added, and the resulting reaction mixture was heated at 130 °C for 48 h under argon atmosphere.
Then, the reaction mixture was filtered and the residue washed three times each with EtOAc, DCM, and MeOH, after which it was dried under vacuum and characterised by FTIR spectroscopy. The IR spectrum was identical to that of the starting material, indicating that no 3-alkenyl derivative had formed. Subsequently, the hydrolysis of the indole moiety from the resin support was carried out. For this, the resin-bound material obtained after the attempted reaction (150 mg) was hydrolysed with aqueous NaOH (50%) and filtered to obtain a clear solution. Then, the solution was acidified with 6 N HCl to afford an off-white solid compound, which was characterised by spectral analysis as pure indole-5-carboxylic acid (by superimposing the FTIR spectrum with an authentic sample of indole-5-carboxylic acid [8] , see Figure S15 ). mp 210 °C; 1 
Procedure for the homogeneous C-H alkenylation of anchored indole with RuCl3⋅3H2O
Wang resin-anchored indole-5-carboxylic acid was reacted with 2a under conditions similar to those of the three-phase test described above in the presence of RuCl3⋅3H2O (20 mg, 10 mol %). After the reaction, the solid product was isolated, hydrolysed and then S4 acidified as described previously. Subsequent, chromatographic separation of the crude product led to the isolation of 27 mg of a product characterised as methyl 1-(2- CDCl3) 167.8, 138.0, 136.9, 132.7, 126.1, 122.8, 121.1, 120.7,   114.6, 112.2, 109.9, 79.7, 33.1, 28.4.   3-(1-Benzyl-1H-indol-3-yl) Figure S1 : TEM of the as-synthesised RuNC. 
3-(5-Methoxy-1H-indol-3-yl)acrylic acid tert-butyl ester (3d)
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1H-indole-5-carboxylate (5)
